Representative absorption and electroabsorption spectra for salts 2 and 3 are shown in Figure S1 . Computational Procedures. All theoretical calculations were performed on the isolated gas-phase cations by using the Gaussian 03 5 program. No attempts were made to include solvents, which may explain some of the apparent differences between the experimental observations and theory. The molecular geometries were optimized using the B3P86 6 functional and the LanL2DZ 7 basis set, assuming C s symmetry for the cation in salt 1 and C 2 symmetry for the cation in 3. The same model chemistry was used for TD-DFT calculations and the excited state dipole moments were calculated by using the one particle RhoCI density.
S3
Molecular hyperpolarizabilities at zero frequency were calculated by either the finite field approach using the B3P86/LanL2DZ model or the coupled perturbed Hartree Fock method (CPHF) using the HF/LanL2DZ model. The default Gaussian 03 parameters were used in every case. Molecular orbital contours were plotted using Molekel 4.3, 8 as shown in Figure S2 for the cationic chromophore in salt 3. 
